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General Methods
All reagent grade chemicals were purchased from Sigma, Fisher, or VWR and used without further. The 1 H spectra were obtained on a Bruker 500 MHz NMR Fourier transform spectrometer. NMR spectra were recorded in sample solutions in deuterated DMSO (DMSO-d 6 ), with residual DMSO (δ 2.50 ppm for 1 H NMR) taken as the standard. The chemical shifts on NMR spectra were reported in parts per million (ppm).
HPLC analyses were performed at room temperature with a Waters (Milford, MA) breeze HPLC system coupled to a 2489 UV/Visible detector at 268 nm. An Agilent ZORBAX Bonus-RP column (5 µm particle size, 250 × 4.6 mm i.d.) was equilibrated in solvent A (10 mM ammonium acetate in 99% water and 1% acetonitrile, pH 6.5) and compounds were eluted with an ascending gradient (1% ~ 10%) of acetonitrile in 20 minutes at a flow rate of 1 mL/min. Under this gradient, SP TpT was eluted at 11.4 min, and product 1 at 7.7 min.
The LC/MS assay of alkaline treatment of 5-mer oligonucleotide and dHdU was conducted using via an Agilent 6520 Accurate Mass Q-TOF LC/MS spectrometer using an Agilent Eclipse Plus C18 column (3.5 µm particle size, 100 × 4.6 mm i.d.). The column was equilibrated in solvent A (5 mM ammonium acetate in 99% water and 2% acetonitrile, pH 6.5) and compounds were eluted with an ascending gradient (2% ~ 10%) of acetonitrile (solvent B) in 20 minutes at a flow rate of 0.5 mL/min. Under this gradient, compound 6 was eluted at 6.8 min, compound 7 at 7.9 min, compound 8 at 8.4 min, 5-mer oligonucleotide TTSPT at 8.8 min, dHdU-H 2 O (9) at 5.51 min and dHdU at 10.2 min. The mass signals were monitored under both positive and negative ion modes respectively.
Preparation of SP TpT
The synthesis of SP TpT was achieved using published procedures.
[1] The structure of synthesized (5R)-SP TpT was confirmed by the NMR and the mass spectroscopy. 36.3, 37.7, 39.7, 61.9, 71.1, 84.8, 86.0, 160.7, 180. 20.8, 20.9, 25.0, 25.1, 31.8, 37.0, 37.3, 44.3, 44.4, 55.7, 59.6, 64.3, 74.3, 74.6, 85.0, 85.1, 85.3, 87.6, 114.2, 119.4, 119.6, 128.0, 128.8, 129.4, 131.3, 136.9, 137.0, 146.2, 154.6, 160.1, 172.5 Figure S16. MS analysis of the TT(9)TT decomposition product 10.
